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(54) Method of manufacturing compound single crystal 



(57) To provide a method of manufacturing com- 
pound semiconductor single crystals such as silicon car- 
bide and gallium nitride by epitaxial growth methods, 
that is capable of yielding compound single crystals of 
comparatively low planar defect density. The method of 
manufacturing compound single crystals in which two 
or more compound single crystalline layers identical to 



or differing from a single crystalline substrate are se- 
quentially epitaxially grown on the surface of said sub- 
strate. At least a portion of said substrate surface has 
plural undulations extending in a single direction and 
second and subsequent epitaxial growth is conducted 
after the formation of plural undulations extending in a 
single direction in at least a portion of the surface of the 
compound single crystalline layer formed proximately. 



Fig. 1 
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Description 

[0001 ] The present invention relates to a method of manufacturing compound single crystals, including silicon carbide 
single crystal, that are useful as electronic materials. More particularly, the present invention relates to a method of 
manufacturing a compound single crystal (for example, a semiconductor) including silicon carbide single crystal having 
a low defect density or little crystal lattice deformation, which is advantageous in the manufacture of semiconductor 
devices. 

[0002] Conventionally, the growth of silicon carbide has been divided into bulk growth by sublimation and thin film 
formation by epitaxial growth on a substrate. Bulk growth by sublimation permits the growth of hexagonal (6H, 4H, and 
the like), high -temperature phase polymorphic silicon carbide and the manufacturing of substrates of silicon carbide 
itself. However, numerous defects (particularly micropipes) are introduced into the crystal, making it difficult to increase 
the area of the substrate surface. By contrast, epitaxial growth on a single crystalline substrate affords better control 
of the addition of impurities, an enlarged substrate surface area, and reduction in the micropipes that are problematic 
when employing sublimation. However, in the epitaxial growth method, there is often a problem in the form of an 
increased density of stacking defects due to the different lattice constants of the substrate material and silicon carbide. 
In particular, since the silicon that is generally employed as the growth substrate has a high level of crystal nonconformity 
with silicon carbide, numerous twins and antiphase boundaries (APB) appear in the silicon carbide growth layer, be- 
coming a source of leakcurrents and the like and compromising characteristics of silicon carbide as electronic elements. 
[0003] K. Shibahara et al. have proposed a method of growth on a silicon (001) surface substrate (see Fig: 3) in 
which the surface normal axis is slightly tilted (in which an off angle is introduced) from the <001> direction in the <11 0> 
direction as a method of effectively reducing antiphase boundaries (Applied Physics Letter, Vol. 50, 1987, p. 1,888). 
In this method, slightly tilting the substrate causes a step at the atomic level to be introduced at equal intervals in a 
single direction. Thus, in vapor phase growth, epitaxial growth is imparted by step flow and the propagation of planar 
defects in the direction perpendicular to the steps (cutting across the steps) that are introduced is inhibited. Thus, as 
the thickness of the silicon carbide film increases, among the two antiphase regions in the film, the antiphase region 
expanding in a direction parallel to the step that has been introduced expands with priority over the antiphase region 
expanding in the direction perpendicularthereto, and antiphase boundaries are effectively reduced. However, as shown 
in Fig. 4, this method increases the step density of the silicon carbide/silicon substrate bou ndary, causing the unintended 
generation of antiphase boundary 1 and twins, and has a drawback in that it does not completely eliminate antiphase 
boundaries. In Fig. 4, 1 denotes the antiphase boundary occurring at a single atomic step in the silicon substrate, 2 
denotes the junction point of antiphase boundaries, 3 denotes the antiphase boundary occurring at a silicon substrate 
surface terrace, 0 denotes the off angle, and <p denotes the angle (54.7°) formed between the Si (001) face and the 
antiphase boundary. Antiphase boundary 3 occurring at the silicon substrate surface terrace is eliminated at antiphase 
boundary junction point 2, but antiphase boundary 1 occurring at the single atom step in the silicon substrate has no 
35 junction and is not eliminated. 

[0004] As a method of reducing such planar defects (twins, APBs) in silicon carbide, the present applicant has pro- 
posed the technique of eliminating planar defects propagating within silicon carbide by imparting undulations extending 
in a direction parallel to the silicon substrate surface and epitaxially growing silicon carbide on a substrate that has 
been processed with such undulations (Japanese Patent Application (TOKUGAN) No. 2000-365443 and Japanese 
Unexamined Patent Publication (KOKAI) No. 2000-178740). Imparting undulations to the silicon substrate has the 
effect of positioning off-tilted planes opposite each other on the silicon substrate as shown in Fig. 5. Thus, facing planar 
defects come together as shown in Fig. 6 and cancel each other out. 

[0005] Based on this method, silicon carbide can be obtained in which planar defects are greatly reduced. However, 
when opposing planar defects come together and cancel out, one or the other of the planar defects remains and 
continues to propagate. In an actual undulated silicon substrate with an undulation interval of 2 micrometers and a 
silicon substrate plate thickness of 200 micrometers, for example, the remaining planar defect density is found to be 
a minimum of about 30/cm by simple calculation (assuming that one planar defect remains and propagates from each 
undulation). To completely eliminate these planar defects requires a plate thickness of 1 .41 times the diameter of the 
silicon carbide (the thickness at which the spot at which the endmost planar defect ceases to propagate is not the 
growth surface). When employing vapor phase growth, the growth time required is excessive, rendering this thickness 
impractical. 

[0006] Further, compound semiconductors other than silicon carbide, such as gallium nitride, are expected to serve 
as blue LEDs and power device materials. There have been numerous reports and examples of the growth of gallium 
nitride on silicon carbide substrates in recent years. This is because the use of silicon carbide as a base substrate in 
the growth of gallium nitride affords such advantages as facilitating the formation of electrodes, permitting ready heat 
dissipation, and facilitating handling and processing due to an identical crystal cleavage direction. However, there are 
problems in that it is difficult to achieve high-quality silicon carbide substrates with large surface areas, and although 
the difference in lattice constants is relatively small for silicon carbide, planar defects end up propagating in the gallium 
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nitride growth layer due to boundary lattice nonconformity. Just as when growing silicon carbide on a silicon substrate, 
it is necessary to examine measures for eliminating defects. 

The present invention intends to overcome at least some of the above problems. The object it solved by the 
method according to independent claim 1 . 
5 Further advantages, features, aspects and details of the invention are evident from the dependent claims, the 

description and the accompanying drawings. i 

The present invention generally relates to a method of manufacturing compound single crystals which are e.g. 
useful as electronic material. 

[0007] One object of the present invention is e.g. to provide a method of manufacturing compound semiconductor 
10 single crystals such as silicon carbide and gallium nitride by epitaxial growth methods, that is capable of yielding com- 
pound single crystals of comparatively low planar defect density. 

[0008] In particular, the present inventions, which solve the above-stated problems, are as follows: 

(1 ) A method of manufacturing compound single crystals in which two or more compound single crystalline layers 
15 identical to or differing from a single crystalline substrate are sequentially epitaxially grown on the surface of said 

substrate, 

characterized in that at least a portion of said substrate surface has plural undulations extending in a single 
direction and second and/or subsequent epitaxial growth is conducted after the formation of plural undulations 
extending in a single direction in at least a portion of the surface of the compound single crystalline layer formed 
20 proximately. 

(2) The method of manufacturing according to (1) wherein said compound single crystalline layer is a compound 
single crysTallJiffering from the single ciystalli'rie substrate, and the compound single crystal constituting the com- 
pound single crystalline layer and the single crystal constituting the single crystalline substrate have similar space 
lattices. 

25 (3) The method of manufacturing according to (1 ) or (2) wherein the direction of the plural undulations extending 

on the single crystalline substrate surface and the direction of extension of the plural undulations provided on the 
surface of the compound single crystalline layer formed on said substrate surface are either identical orperpen- 
dicular. 

(4) The method of manufacturing according to any of (1) to (3) wherein the direction of extension of the plural 
30 undulations provided on the surface of the compound single crystalline layer provided adjacently to the growth 

direction is identical or perpendicular. 

(5) The method of manufacturing according to any of (1) to (4) wherein said single crystalline substrate is single 
crystalline SiC. 

(6) The method of manufacturing according to any of (1 ) to (5) wherein said compound single crystalline layer is 
35 single crystalline SiC, gallium nitride, aluminum nitride, or aluminum gallium nitride. 

(7) The method of manufacturing according to any of (1 ) to (6) wherein said single crystalline SiC substrate is cubic 
SiC in which the basal plane is the (001 ) face, or hexagonal SiC in which the basal plane is the (11 -20) face or the 
(1100) face. 

40 [0009] The invention will be better understood by reference to the following description of embodiments of the in- 
vention taken in conjunction with the accompanying drawings, wherein 

Fig. 1 shows a schematic of the manufacturing method of the present invention when the direction of extension of 
the plural undulations extending on the Si substrate surface is identical to the direction of extension of the plural 

45 undulations provided on the surface of a compound single crystalline layer formed on this substrate surface. 

Fig. 2 shows a schematic of the manufacturing method of the present invention when the direction of extension of 
the plural undulations on the Si substrate surface is perpendicular to the direction of extension of plural undulations 
provided on the surface of a compound single crystalline layer formed on this substrate surface. 
Fig. 3 is a schematic diagram of a tilted (imparted with an off-angle) silicon (001) surface substrate. 

so Fig. 4 is a descriptive drawing of the conventional method of imparting a slight tilt to the substrate. 

Fig. 5 is a descriptive drawing of how planar defects propagating in silicon carbide are eliminated in a method of 
epitaxially growing silicon carbide on a substrate in which off-inclined surfaces are opposed. 
Fig. 6 is a descriptive drawing of how planar defects propagating in silicon carbide are eliminated (opposing planar 
defects meet and cancel out) in a method of epitaxially growing silicon carbide on a substrate that has been proc- 

55 essed to impart undulations and in which off-inclined surfaces are mutually opposed. 

Fig. 7 is. a descriptive drawing of the angle between the {111} faces, which is the plane of the defect that is to be 
eliminated, and the (001) face, which is the growth plane (horizontal plane) in a cubic crystalline layer 
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[0010] In the method of manufacturing compound single crystals of the present invention, two or more compound 
single crystalline layers identical to or differing from a single crystalline substrate are sequentially epitaxially grown on 
the surface of the substrate. 

The method is characterized in that a single crystalline substrate (sometimes referred to hereinafter as an "un- 
5 dulation-processed single crystalline substrate) in at least a portion of the substrate's surface, plural undulations ex- 
tending in a single direction have been formed is employed as substrate, and second and subsequent epitaxial growth 
is conducted after the formation of plural undulations extending in a single direction in at least a portion of the surface 
of the compound single crystalline layer formed proximately. 

[0011] When single crystals are stacked on an undulation-processed single crystalline substrate, the differences in 

10 the height of the undulations are gradually eliminated, yielding a smooth mirror-finished surface on a single crystalline 
layer several tens of micrometers in thickness. Accordingly, the step density is low as the film thickness subsequently 
increases, and growth by two-dimensional nucleus generation is imparted due to low step density. When a propaga- 
tional planar defect propagating from a boundary remains, it continues to propagate toward the growth surface until it 
meets an opposing planar defect. 

is [0012] In the manufacturing method of the present invention, a single crystalline layer is epitaxially grown on the 
surface of an undulation-processed single crystalline substrate : and this single crystalline layer surface is then again 
processed to impart undulation. Thus, once a polar face appearing on the basal plane of the single crystalline layer 
has been eliminated, step flow growth due to the off-tilt plane effect of newly formed undulations is imparted. Growth 
from steps in the terrace width direction becomes predominant and the propagation of planar defects from the boundary 

20 can be effectively inhibited. As a result, it is possible to reduce planar defects relative to methods in which a single 
crystalline layer is formed on the surface of a single crystalline substrate into which undulations have been processed. 
In methods in which a single crystalline layer is formed on the surface of a single crystalline substrate into which 
undulations have been processed, it is necessary that planar defects naturally meet and are eliminated. However, in 
the manufacturing method of the present invention, the defects are eliminated at an earlier stage than in prior art 

25 methods. 

[0013] Single crystalline SiC is an example of a single crystal employed in a single crystalline substrate. More spe- 
cifically, a single crystalline SiC substrate is either cubic SiC in which.the basal plane is the (001 ) face, or hexagonal 
SiC in which the basal plane is the (1 1 -20) face or the (1 1 00) face. A further example of a single crystalline substrate 
other than those mentioned above is single crystalline Si substrate. 
30 [0014] Examples of the crystals constituting the compound single crystalline layer are SiC, gallium nitride, aluminum 
nitride, aluminum gallium nitride, and indium gallium nitride. 

[0015] The method of manufacturing compound single crystals of the present invention is a method of manufacturing 

compound single crystalline layers that are either identical to or different from the single crystalline substrate. When 

the compound single crystalline layer is comprised of a compound single crystal differing from the single crystalline 
35 substrate, it is particularly effective in the case where the compound single crystal constituting the compound single 

crystalline layer has a space lattice similar to that of the single crystal constituting the single crystalline substrate. 
The statement that two single crystals have similar space lattices means that the positional relations between 

the atoms of the structural units of the crystals (base unit structures) are similar, the bonding orientation between atoms 

is identical, and they grow in the same crystal axis orientation (epitaxial growth). 
40 Further, examples of two single crystals having similar space lattices are cubic GaN/cubic SiC, hexagonal GaN/ 

hexagonal SiC, hexagonal AIN/hexagonal SiC, hexagonal AIGaN/hexagonal SiC, cubic AIN/cubic SiC, and hexagonal 

(4H) SiC/hexagonal (6H) SiC. 

[0016] The undulation processing applied to the surface of the single crystalline substrate and the undulation process- 
ing applied to the surface of the single crystalline layers will be described. 
45 The undulation applied to the surface of the single crystalline substrate and the undulation applied to the surface 

of the single crystalline layers consists of plural undulations extending in a single direction. These undulations are not 
particularly limited so long as they reduce or eliminate planar defects such as antiphase boundaries in single crystalline 
layers. More specifically, they are undulations capable of introducing the off-angle described by K. Shibahara et al. 
into the inclined surfaces of individual undulations. However, the undulations in the present invention do not require 
parallelism or a mirror-finished surface symmetry in a strict mathematical sense, and can be in any form adequate to 
effectively reduce or eliminate planar defects. 
[0017] For example, the undulations have a centerline average roughness ranging from 3 to 1 ,000 nm. The gradient 
of the slope of the inclined surface of the undulations can be an angle smaller than the angle formed between the 
growth substrate surface and the planar defects such as twin bands that are generated. For example, the undulations 
55 can have a slope less than or equal to the angle formed by the {11 1 } faces, which is the defect plane to be eliminated 
in the cubic crystalline layer, with the (001) face, which is the growth plane (horizontal plane), that is, a slope less than 
or equal to 54.7°, preferably a slope ranging from 1 ° to 54.7° (see Fig. 7) in cubic crystal layers. Further, in the case 
of hexagonal crystals, they can have an angle (the angle differs with the lattice constant of the crystal) less than the 
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angle formed by {1-101} with the growth face (0001), for example. Still further, they can have an angle less than or 
equal to the angle formed by the C axis (0001 ) with the (01-1 0) M face or (1 -1 02) R face. 

A number of examples have been given of growth surfaces and the planar defects that are generated. However, 
these are but examples and the gradient of slope is not limited to what has been set forth above. All undulations having 

5 a gradient of slope less than the angle formed by the growth surface and the planar defects generated yield an. undu- 
lating effect. That is, any angle sufficient for planar defects generated by opposing inclined surfaces to collide with 
opposing planar defects and be eliminated is suitable. * 
[0018] Further, in a cross-section perpendicular to the direction of extension of the undulations, the shape of adjacent 
portions of inclined surfaces of the undulations may be curved. 

10 What is meant here by the term "undulations" are not atomic steps, but undulations having repeating peaks and 

valleys with dimensions larger than atomic steps, described further below. Such undulations, for example, have a 
centerline average roughness ranging from 3 to 1 ,000 nm and the above-mentioned peak portions may contain inclined 
surfaces having slopes of 1 to 54.7° as set forth above in the case of cubic crystals. An effective off angle is readily 
achieved when the centerline average roughness is greater than or equal to 3 nm, and the density of planar defects 

15 generated drops. When the centerline average roughness is less than or equal to 1 ,000 nm, the probability of planar 
defects colliding and being eliminated is high. The centerline average roughness is desirably greater than or equal to 
1 0 nm and less than or equal to 1 00 nm. 

[0019] The centerline average roughness of the substrate surface is the centerline average roughness (Ra) defined 
in B0601-1982 (JIS Handbook 1990). When the measurement length L portion in the centerline direction is extracted 
20 from the roughness curve, the centerline of the extracted portion is made the X axis, the direction of longitudinal mag- 
nification is made the Y axis, and the roughness curve is denoted by y=f(x), the value denoted by the following equation 
is the centerline average roughness: "~ 

25 Ra= ( 1 /L) J 1 0 Of (x) DJ (x) Ddx 



In the definition of JIS B0601 -1 982, the unit of centerline average roughness is micrometers. However, nanom- 
eters (nm) are employed in the present invention. Further, the roughness curve for obtaining centerline average rough- 
ness (Ra) is measured by atomic force microscope (AFM). 

30 [0020] Further, the gradient of slope of the inclined surface of the undulations is desirably greater than or equal to 
1 0 and less than or equal to 54.7°. 

In the method of the present invention, the effect is achieved by promoting the growth of a compound single 
crystal of silicon carbide or the like near atomic level steps in the growth substrate or on the single crystalline layer 
surface. Thus, the present invention is realized when the gradient of slope of the undulations is such that the slope of 

35 the (111) face, the entire surface of which is covered with single steps, is less than or equal to 54.7°. 

Further, at a gradient of slope of less than 1 ° , the step density of the inclined surface of the undulations decreases 
markedly. Thus, the slope of the inclined surface of the undulations is greater than or equal to 1°. Further, the angle 
of slope of the inclined surface of the undulations is preferably greater than or equal to 2° and less than or equal to 1 0°. 
In the present invention, the "inclined surface of the undulations" includes all shapes, such as flat surfaces and 

40 curved surfaces. Further, in the present invention, the "gradient of slope of the inclined surface of the undulations" 
means the gradient of slope of an inclined surface substantially contributing to the effect of the present invention, and 
means the average gradient of slope of the inclined surface. The"average gradient of slope" means the angle (average 
value of the evaluation zone) formed between the crystal orientation plane of the substrate surface or single crystalline 
layer surface and the inclined surface. 

45 [0021] Further, in the cross-section perpendicular to the direction of extension of the undulations, the shape of ad- 
jacent portions of inclined surfaces present on the substrate or the single crystalline layer surface is desirably curved. 
Adjacent portions of inclined surfaces means the channel portions and ridge portions of undulations extending along 
the surface, with the cross-sectional shape of the bottom portions of channels and top portions of ridges both being 
curved. The wavelength and wave height of the cross-sectional shape of undulations in the cross-section perpendicular 

50 to the direction of extension of undulations do not have to be constant, but a sinusoidal wave shape is present. When 
the bottom portion of the channels and the top portion of the ridges both have curved cross-sectional shapes, it is 
possible to reduce the planar defect density. 

[0022] • As set forth above, by providing plural undulations in the substrate surface and single crystalline layer surfaces, 
it is possible to incorporate the off-angle introduction effect described by K. Shibahara et al. in the inclined surfaces of 
55 each of the undulations. The spacing of the tops of the undulations is desirably greater than or equal to 0.01 micrometer 
due to limits in the microprocessing techniques in manufacturing undulations on the substrate and single crystalline 
layers. Further, when the spacing of the tops of the undulations exceeds 1 ,000 micrometers, the frequency of meeting 
of antiphase boundaries drops precipitously. Thus, the spacing of the tops of the undulations is desirably less than or 
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equal to 1 ,000 micrometers. Further, the spacing of the tops of the undulations is desirably greater than or equal to 
0. 1 micrometer and less than or equal to 1 00 micrometers in orderto achieve an adequate effect in the present invention. 
[0023] The difference in height and spacing of the undulations affect the degree of slope of the undulations, that is, 
the step density. Since the preferred step density changes with crystal growth conditions, it cannot be given once and 
for all. However, the necessary difference in height of the undulations is normally almost identical to the spacing of the 
tops of the undulations, that is, greater than or equal to 0.01 micrometer and less than or equal to 20 micrometers. 
The individual undulations are formed so that inclined surfaces having a gradient of less than 90° relative to the basal 
plane are opposite each other, and are desirably formed so that when the angle of slope of the surface relative to the 
basal plane is integrated across the entire surface, the value essentially becomes 0°. 

[0024] In the present invention, the entire substrate and single crystalline layer, or a partial region of the substrate 
and single crystalline layer (where this region comprises the above-described plural undulations) is treated as a single 
growth region on which a compound single crystalline film is continuously formed. Providing undulations formed in this 
manner on the substrate and single crystalline layer permits meeting, between the above-mentioned plural undulations, 
of the antiphase boundaries generated and grown for steps present on the inclined surface as the single crystalline 
layer grows on the substrate. Further, the introduction of undulations into the single crystalline layer eliminates polar 
faces appearing on the basal plane once and imparts step flow growth due to the effect of the off-inclined surface of 
the newly formed undulations. Thus, it is possible to effectively eliminate antiphase boundaries and obtain a compound 
single crystal with few defects. 

[0025] The use of an off-cutting method is conceivable for forming off-inclined surfaces on the growth substrate 
surface (for example, the cubic silicon carbide (001 ) face). However, to achieve an off -inclined surface with a maximum 
off effect of 4°, the minimum plate thickness of 10.5 mm or more is required in the case the substrate 6 inches in 
diameter is used. If a plate of 1 0.5 mm in plate thickness cannot be obtained, a six-inch area region cannot be achieved 
even when cutting to 4°. Since a machining allowance is required when actually cutting, a thickness of 12-20 mm would 
become necessary. However, the processing of undulations permits the formation of off-inclined surfaces opposing 
3C-SiC surfaces several micrometers in thickness, permitting the introduction of step flow mode epitaxial growth. 
[0026] Undulations having the above described shapes can be formed in the surface of the substrate and single 
crystalline layers, for example, by photolithographic techniques, press processing techniques, laser processing and 
ultrasound processing techniques, and processing by grinding. No matter which method is employed, it suffices for the 
final form of the growth substrate surface and single crystalline layerto have a shape adequate for the effective reduction 
or elimination of antiphase boundaries. 

[0027] When employing photolithographic techniques, it is possible to transfer any shape of undulation to the growth 
substrate or single crystalline layer by forming a desired mask pattern transferred on the substrate or single crystalline 
layer. For example, the line width of the pattern can be changed to control the width of the undulation shape. The 
etching selection ratio of the resist and the substrate or the single crystalline layer can be controlled to regulate the 
depth of the undulation pattern and angle of the inclined surface. When forming a substrate on which the shapes of 
adjacent portions of inclined surfaces are curved in the cross-section perpendicular to the direction of extension of the 
undulations on the substrate or single crystalline layer surface, after transferring a pattern to the resist, the resist can 
be softened by heat treatment to form an undulation pattern of curved (wavy) cross section. 

[0028] When employing press processing techniques, the press mold can be shaped to yield any desired shape of 
undulation on the growth substrate or single crystalline layer. Molds of various shape can be formed to form various 
shapes of undulation on the growth substrate. 

[0029] When employing laser processing or ultrasound processing techniques, minute processing is possible be- 
cause the undulation shape is directly formed on the substrate or single crystalline layer. 

When employing processing by grinding, the abrasive particle size employed in grinding and the processing 
pressure can be varied to control the width and depth of the undulation shape. When manufacturing a substrate or 
single crystalline layer with an undulation shape in a single direction, grinding is conducted in just a single direction. 
[0030] When employing processing by dry etching, the etching conditions and shape of the etching mask can be 
changed to control the width and depth of the undulation shape. When forming a substrate in which the shape of 
adjacent portions of inclined surfaces are curved in the cross-section perpendicular to the direction of extension of the 
undulations on the substrate or single crystalline layer surface, the etching mask can be positioned away from the 
substrate on which patterns are transferred to transfer a wavy pattern of curved cross-section due to the etching being 
diffused between the mask and the substrate or single crystalline layer. Further, a mask having a window cross-section 
of pedestal shape widening toward the substrate on which patterns are transferred may also be employed. 
[0031 ] In the manufacturing method of the present invention, conducted at least once are the formation of undulations 
on the single crystalline layer surface and the formation of a new single crystalline layer on the single crystalline layer 
on which undulations have been formed. The formation of undulations on the single crystalline layer surface and the 
formation of a new single crystalline layer may be repeated two or more times; for example, from 2 to 1 0 times. However, 
when necessary, this may be conducted more than ten times. 
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[0032] In the manufacturing method of the present invention, the direction in which the plural undulations extend on 
the surface of the single crystalline substrate and the direction in which the plural undulations extend on the surface 
of the compound single crystalline layer formed on the substrate surface may be identical or perpendicular. Further, 
the direction in which the plural undulations extend on the surface of a given single crystalline layer and the direction 

5 in which the plural undulations extend on the surface of a compound single crystalline layer formed on the surface of 
that single crystalline layer may be identical or perpendicular. £ 

Fig. 1 shows the case where the direction in which the plural undulations extend on an Si substrate* surface is 
identical to the direction in which the plural undulations extend on the surface of a compound single crystalline layer 
formed on that substrate surface. In this method, plural undulations extending on the Si substrate surface are formed 

10 in (1), a compound single crystalline layer is formed on the substrate surface in (2), plural undulations are imparted to 
the surface of the compound single crystalline layer (the direction of extension of these undulations being identical to 
the direction of extension of the undulations on the Si substrate surface) in (3), and another compound single crystalline 
layer is formed in (4). 

Fig. 2 shows the case where the direction in which the plural undulations extend on an Si substrate surface is 

*5 perpendicular to the direction in which the plural undulations extend on the surface of a compound single crystalline 
layer formed on that substrate surface. In this method, plural undulations extending on the Si substrate surface are 
formed in (1), a compound single crystalline layer is formed on the substrate surface in (2), plural undulations are 
imparted to the surface of the compound single crystalline layer (the direction of extension of these undulations being 
perpendicular to the direction of extension of the u ndulations on the Si substrate surface) in (3), and another compound 

20 single crystalline layer is formed in (4). 

[0033] For^example, when the orientation of undulations formed on the surface of the n th layer in the form of the 

substrate or a single crystalline layer are identical to the orientation of the undulations foTmecTon trie surface of the' 
n+1 th single crystalline layer and the polar face of the crystals of the n th layer is oriented in an orientation identical to 
the orientation of a polar face having the same polarity as the crystals of the n+1 th layer, the effect is such that defects 

25 propagating from the n m crystalline layer to the n+1 th layer are inhibited by actively implementing step flow growth. 

Further, it is possible for the orientation of undulations formed on the surface of the n th layer in the form of the 
substrate or a single crystalline layer to be identical to the orientation of undulations formed on the surface of the n+1 th 
single crystalline layer and for the orientation of the undulations formed on the surface of the n+1 th single>crystalline 
layer to be perpendicular to the orientation of undulations formed on the surface of the n+2 th single crystalline layer, 

30 or for the orientation of undulations formed on the surface of the n th layer in the form of the substrate or a single 
crystalline layer to be perpendicular to the orientation of undulations formed on the surface of the n+1 th single crystalline 
layer and for the orientation of undulations formed on the surface of the n+1 m single crystalline layer to be identical to 
undulations formed on the surface of the n+2 th single crystalline layer. 

In all of these cases, the orientation of the steps and terraces that are formed and the orientation of polarity 

35 change, and thus it is possible to forcefully change the direction of growth to inhibit planar defects from propagating 
to the growth surface. The effect of eliminating planar defects is increased and a crystal layer with fewer defects is 
obtained. 

[0034] According to the manufacturing method of the present invention, it is possible to obtain silicon carbide of low 
defect density. By eliminating planar defects propagating from the boundary, it is possible to reduce the generation of 
40 leak currents and the like among various electric characteristics, and thus achieve a practical semiconductor material. 

Further, according to the manufacturing method of the present invention, it is possible to obtain compound crystals 
such as gallium nitride on silicon carbide or aluminum nitride on silicon carbide of low defect density. 

Still further, according to the manufacturing method of the present invention, it is possible to achieve hexagonal 
compound crystals. That is, it is possible to achieve low defect- density hexagonal silicon carbide, hexagonal gallium 
45 nitride, and aluminum nitride. 

Still further, according to the manufacturing method of the present invention, it is possible to obtain high-quality 
compound crystals having a planar defect density equal to or less than 1/cm. Based on the present invention, it is 
possible to obtain compound crystals suitable for use as semiconductor materials. 

so Examples 

[0035] The present invention is described in greater detail below through examples. 
Example 1 

55 

[0036] Undulations parallel in the <1 1 0> direction were formed on a Si (001 ) substrate surface six inches in diameter . 
by rubbing an abrasive parallel to the <11 0> direction to obtain a substrate. The abrasives employed were commercially 
available diamond slurry about 9 micrometers in diameter (Hipress made by Engis Co.) and commercially available 
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abrasive cloth (Engis M414). The cloth was impregnated with diamond slurry uniformly, the Si (001) substrate was 
placed on the pad, a pressure of 0.2 kg/cm 2 was applied over the entire Si (001) substrate, and the substrate was run 
about 300 times back and forth over the cloth over a distance of about 20 cm parallel to the <110> direction (single 
direction grinding processing). Countless abrasive striations (undulations) were formed on the Si (001) substrate sur- 
5 face parallel to the <110> direction. 

[0037] Because grinding abrasive and the like had adhered to the surface of the Si (001 ) substrate during the single 
direction grinding treatment, it was cleaned with an ultrasound cleaning system and then washed with a mixed solution 
of hydrogen peroxide aqueous solution and sulfuric acid (1:1), and with an HF solution. After washing, a heat treatment 
furnace was employed to form a thermal oxidation film of about 1 micrometer on the undulation-processed substrate 
10 under the conditions shown in Table 1 . The thermal oxidation film was removed with diluted hydrofluoric acid. Large 
numbers of irregularities on fine spikes and defects were present on the substrate surface in addition to the desired 
undulations and it was difficult to employ the substrate used for growth. However, a thermal oxidation film of about 1 
micrometer was formed and the oxide film was then removed to etch the substrate surface by about 2000 Angstroms, 
removing the minute irregularities and yielding extremely smooth undulations. A look at the cross-section of the wave- 
's form revealed the waveform irregularities to be irregular and unstable in size, but high in density. They were always in 
a continuously undulating state. The depth of the channels was 30 to 50 nm and the width thereof was 1 to 2 microm- 
eters. The gradient of slope was 3 to 5°. 



Table 1 



Equipment 


Atmospheric pressure heat treatment furnace (hot wall type) 


Temperature 


1 ; 000 to 1,200°C 


Oxygen flow rate 


1 to 5 slm (1 00 to 1 ,000 seem steam) 


Diluting gas (argon) fiow rate 


1 to 5 sim 


Processing time 


3 hours 



[0038] Silicon carbide (3C-SiC) was formed by vapor phase growth on the substrate obtained by the above- 

described method. The growing conditions are given in Tables 2 and 3. 

30 

Table 2 



Carbonization temperature 


1,000 to 1,400 □ 


Acetylene flow rate 


1 0 to 50 seem 


Pressure 


20 to 90 mTorr 


Time for raising temperature 


30 to 120 min. 



40 Table 3 



Growth temperature 


1,000 to 1,400 □ 


Method for feeding gas 


Alternatively feeding of acetylene and dichlorosilane 


Acetylene flow rate 


1 0 to 50 seem 


Dichlorosilane flow rate 


10 to 500 seem 


Interval of feeding each gas 


1 to 5 sec. 


Feeding time of each gas 


1 to 5 sec. 


Maximum pressure 


100 mTorr 


Minimum pressure 


lOmTprr 



[0039] 3C-SiC was grown while alternately feeding dichlorosilane and acetylene into a reaction tube, yielding 3C-SiC 
with a plate thickness of about 200 micrometers on an Si substrate that had been treated to impart undulations. The 
surface was smooth and had a mirror finish. The shape of the undulations on the base substrate did not appear on the 
surface. 

The etch pit density and twin density of the 3C-SiC obtained were determined by the following methods. 
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The 3C-SiC was exposed to molten KOH (500 Q 5 min) and the surface was observed with an optical microscope, 
revealing 1,290 etch pits such as stacking defects and planar defects (twins, APBs) over the entire six-inch surface, 
or 7.3/cm 2 . An X-ray diffraction rocking curve (XRD) pole figure of the 3C-SiC (111) face was prepared and the twin 
density was calculated from the ratio of the signal intensity in the orientation of {1 1 5} faces corresponding to twin planes 

5 to the signal intensity in the orientation of {111} faces of a normal single crystalline surface. The result revealed the 
twin density to be 3 x 1 0* 3 Vol.%. - *^ 

[0040] Undulations identical to the undulations formed on the Si substrate were then formed on the 3C-SiC obtained 
above. The method of formation was identical in all respects to that described above. The direction of extension of the 
undulations was parallel to the <110> orientation. 3C-SiC was then homoepitaxially grown to a thickness of 100 mi- 

10 crometers on the undulation-processed 3C-SiC. 

[0041] The etch pit density and twin density of the 3C-SiC obtained were calculated as set forth below. 

The 3C-SiC was exposed to molten KOH (500 Q 5 min) and the surface was observed with an optical microscope, 
revealing 420 etch pits such as stacking defects and planar defects (twins, APBs) over the entire six-inch surface, or 
2.4/cm 2 . An X-ray diffraction rocking curve (XRD) pole figure of the 3C-SiC (111) face was prepared and the twin density 

15 was calculated from the ratio of the signal intensity in the orientation of {1 1 5} faces corresponding to twin planes to the 
signal intensity in the orientation of {111} faces of a normal single crystalline surface. The result revealed the twin 
density to be equal to or less than 4 x 1 0 -4 Vol.% which was a measurement limit. 

[0042] For comparison, the formation of 3C-SIC was continued to a thickness of 300 micrometers on the undulation- 
processed Si substrate. This 3C-SiC was exposed to molten KOH (500 Q, 5 min) and the surface was observed with 

20 an optical microscope, revealing 900 etch pits such as stacking defects and planar defects (twins, APBs) over the 
entire six-inch surface, or 5.1 /cm 2 . An X-ray diffraction rocking curve (XRD) pole figure of the 3C-SiC (111) face was 
prepared and the twin density was c^alculated~fFbm the ratio of the"si^£^ of {iY5}~faces 

corresponding to twin planes to the signal intensity in the orientation of {1 1 1 } faces of a normal single crystalline surface. 
The result revealed the twin density to be equal to or less than 2 x 1 0~ 3 Vol.%. 

25 These results reveal that the undulation treatment of the surfaces of grown layers followed by growth of 3C-SiC 

thereover quickly eliminated planar defects propagating from the substrate boundary toward the surface of the growth 
layer. 

Example 2 

30 

[0043] Undulations parallel to the <110> direction were formed on a Si (001) substrate surface six inches in diameter 
by rubbing an abrasive parallel to the <1 1 0> direction to.obtain a substrate. The abrasives employed were commercially 
available diamond slurry about 9 micrometers in diameter (Hipress made by Engis Co.) and commercially available 
abrasive cloth (Engis M414). The cloth was impregnated with diamond slurry uniformly, the Si (001) substrate was 
35 placed on the pad, a pressure of 0.2 kg/cm 2 was applied over the entire Si (001) substrate, and the substrate was run 
about 300 times back and forth over the cloth over a distance of about 20 cm parallel to the <110> direction (single 
direction grinding processing). Countless abrasive striations (undulations) were formed on the Si (001) substrate sur- 
face parallel to the <110> direction. 

[0044] Because grinding abrasive and the like had adhered to the surface of the Si (001 ) substrate during the single 

40 direction grinding treatment, it was cleaned with an ultrasound cleaning system and then washed with a mixed solution 
of hydrogen peroxide aqueous solution and sulfuric acid (1:1), and with an HF solution. After washing, a heat treatment 
furnace was employed to form a thermal oxidation film of about 1 micrometer on the undulation-processed substrate 
under the conditions shown in the table. The thermal oxidation film formed was removed with diluted hydrofluoric acid. 
Large numbers of irregularities on fine spikes and defects were present on the substrate surface in addition to the 

45 desired undulations and it was difficult to employ the substrate used for growth. However, a thermal oxidation film of 
about 1 micrometer was formed and the oxide film was then removed to etch the substrate surface by about 2000 
Angstroms, removing the minute irregularities and yielding extremely smooth undulations. A look at the cross-section 
of the waveform revealed the waveform irregularities to be irregular and unstable in size, but high in density. They were 
always in a continuously undulating state. The depth of the channels was 30 to 50 nm and the width thereof was 1 to 

50 2 micrometers. The gradient of slope varied, but was roughly 3 to 5°. 

[0045] 3C-SiC was grown to a thickness of 200 micrometers on the undulation-processed Si (001) substrate that 
had been prepared. The formation conditions were as indicated in Tables 2 and 3. 

The surface of the 3C-SiC obtained was processed to impart undulations. The direction of extension of the un- 
dulations was parallel to the <1-10> direction. That is, it was perpendicular to the direction of extension of the undula- 

55 tions formed on the base substrate when the sample was viewed from the <001 > orientation. 

[0046] 3C-SiC was homoepitaxially grown to a thickness of 100 micrometers on the 3C-SiC obtained. The growth 
method was identical to the method described above. 

The etch pit density and twin density of the 3C-SiC obtained were obtained as set forth below. 
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The 3C-SiC was exposed to molten KOH (500 □, 5 min) and the surface was observed with an optical microscope, 
revealing 380 etch pits such as stacking defects and planar defects (twins, APBs) over the entire six-inch surface, or 
2.2/cm 2 . An X-ray diffraction rocking curve (XRD) pole figure of the 3C-SiC (111) plane was prepared and the twin 
density was calculated from the ratio of the signal intensity in the orientation of {1 1 5} faces corresponding to twin planes 
to the signal intensity in the orientation of {111} faces of a normal single crystalline surface. The results revealed the 
twin density to be equal to or less than 4 x 10~ 4 Vol.%. 

Example 3 

[0047] The 3C-SiC obtained in Example 2 was undulation treated in the present example. The method of treatment 
was identical to that in Example 2. 3C-SiC was then epitaxially grown to a thickness of 1 00 micrometers on the surface 
of the undulation-processed 3C-SiC. The growth method was identical to that in Example 2. 
[0048] The etch pit density and twin density of the 3C-SiC obtained were obtained as set forth below. 

The 3C-SiC was exposed to molten KOH (500 □, 5 min) and the surface was observed with an optical microscope, 
revealing 240 etch pits such as stacking defects and planar defects (twins, APBs) over the entire six-inch surface, or 
1 .36/cm 2 . An X-ray diffraction rocking curve (XRD) pole figure of the 3C-SiC <111> orientation was prepared and the 
twin density was calculated from the ratio of the signal intensity in the □ orientation of {115} faces corresponding to 
twin planes to the signal intensity in the orientation of {111} faces of a normal single crystalline surface. The result 
revealed the twin density to be equal to or less than 4 x 10 -4 Vol.% which was a measurement limit. 

Example 4 

[0049] Undulations parallel in the <110> direction were formed on a Si (001) substrate surface six inches in diameter 
by rubbing an abrasive parallel to the <1 1 0> direction to obtain a substrate. The abrasives employed were commercially 
available diamond slurry about 9 micrometers in diameter (Hipress made by Engis Co.) and commercially available 
abrasive cloth (Engis M414). The cloth was impregnated with diamond slurry uniformly, the Si (001) substrate was 
placed on the pad, a pressure of 0.2 kg/cm 2 was applied over the entire Si (001) substrate, and the substrate was run 
about 300 times back and forth over the cloth over a distance of about 20 cm parallel to the <110> direction (single 
direction grinding processing). Countless abrasive striations (undulations) were formed on the Si (001) substrate sur- 
face parallel to the <110> direction. 

[0050] Because grinding abrasive and the like had adhered to the surface of the Si (001 ) substrate during the single 
direction grinding treatment, it was cleaned with an ultrasound cleaning system and then washed with a mixed solution 
of hydrogen peroxide aqueous solution and sulfuric acid (1:1), and with an HF solution. After washing, a heat treatment 
furnace was employed to form a thermal oxidation film of about 1 micrometer on the undulation-processed substrate 
under the conditions shown in the table. The thermal oxidation film prepared was removed with diluted hydrofluoric 
acid. Large numbers of irregularities on fine spikes and defects were present on the substrate surface in addition to 
the desired undulations and it was difficult to employ the substrate used for growth. However, a thermal oxidation film 
of about 1 micrometer was formed and the oxide film was then removed to etch the substrate surface by about 2000 
Angstroms, removing the minute irregularities and yielding extremely smooth undulations. A look at the cross-section 
of the waveform revealed the waveform irregularities to be irregular and unstable in size, but high in density. They were 
always in a continuously undulating state. The depth of the channels was 30 to 50 nm and the width thereof was 1 to 
2 micrometers. The gradient of slope was 3 to 5°. 

[0051] Silicon carbide (3C-SiC) was formed by vapor phase growth on the substrate obtained by the above-described 
method. The growing conditions are given in Tables 2 and 3. 

3C-SiC was grown while alternately feeding dichlorosilane and acetylene into a reaction tube, yielding 3C-SiC 
with a plate thickness of about 200 micrometers on the undulation-processed Si substrate. The surface was smooth 
and had a mirror finish. The shape of the undulations on the base substrate did not appear on the surface. 
[0052] The etch pit density and twin density of the 3C-SiC obtained were determined by the following methods. 

The 3C-SiC was exposed to molten KOH (500 Q 5 min) and the surface was observed with an optical microscope, 
revealing 1 ,290 etch pits such as stacking defects and planar defects (twins, APBs) over the entire six-inch surface, 
or7.3/cm 2 . An observation by X-ray diffraction rocking curve (XRD) pole to figure of the 3C-SiC <111> orientation was 
conducted and the twin density was calculated from the ratio of the signal intensity in the orientation of {115} faces 
corresponding to twin planes to the signal intensity in the orientation of {1 1 1 } faces of a normal single crystalline surface. 
The result revealed the twin density to be 3 x 1 0" 3 Vol.%. 

[0053] The 3C-SiC obtained above was treated to impart undulation and gallium nitride (GaN) was formed. An organic 
metal chemical vapor deposition (MOCVD) equipment was employed to feed trimethylgallium and ammonia, forming 
GaN. The growth temperature was 1 ,100°C. As a carrier gas, nitrogen was fed at 20 slm, ammonia (NH 3 ) was fed at 
10 slm, and trimethylgallium was fed at 1 x 10~ 4 mol/min. The film thickness was about 10 micrometers. 
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[0054] The twin density of the GaN obtained was calculated as follows. 

An X-ray diffraction rocking curve (XRD) pole figure of the GaN (111) face was prepared and the twin density 
was calculated from the ratio of the signal intensity in the orientation of {1 1 5} faces corresponding to twin planes to the 
signal intensity in the orientation of {111} faces of a normal single crystalline surface. The result revealed the twin 
density to be equal to or less than 4 x 10" 4 Vol.% which was a measurement limit. 

[0055] As a comparison example, GaN was grown over the 3C-SiC which had not been subjected to undulation- 
processing. The growth method was identical to that described above. The defect density of the GaN obtained was 
calculated as follows. An X-ray diffraction rocking curve (XRD) pole figure of the GaN (111) face was prepared and the 
twin density was calculated from the ratio of the signal intensity in the orientation of {11 5} faces corresponding to twin 
planes to the signal intensity in the orientation of {1 1 1 } faces of a normal single crystalline surface. The result revealed 
the twin density to be 5 x 10* 3 Vol.%. 

[0056] The present invention provides a method of manufacturing compound semiconductor single crystals such as 
silicon carbide and gallium nitride by epitaxial growth, making it possible to obtain compound single crystals of com- 
paratively low planer defect density. 



Claims 

1. A method of manufacturing compound single crystals in which two or more compound single crystalline layers 
identical to or differing from a single crystalline substrate are sequentially epitaxially grown on the surface of said 
substrate, 

characterized in that at least a portion of said substrate surf ace has plural undulations Extending irTa single 
direction and second and subsequent epitaxial growth is conducted after the formation of plural undulations ex- 
tending in a single direction in at least a portion of the surface of the compound single crystalline layer formed 
proximately. 

• * 

2. The method of manufacturing according to claim 1 wherein said compound single crystalline layer is a'compound 
single crystal differing from the single crystalline substrate, and the compound single crystal constituting the com- 
pound single crystalline layer and the single crystal constituting the single crystalline substrate have similar space 
lattices. 

3. The method of manufacturing according to claim 1 or 2 wherein the direction of the plural undulations extending 
on the single crystalline substrate surface and the direction of extension of the plural undulations provided on the 
surface of the compound single crystalline layer formed on said substrate surface are either identical or perpen- 
dicular. 

4. The method of manufacturing according to any of claims 1 to 3 wherein the direction of extension of the plural 
undulations provided on the surface of the compound single crystalline layer provided adjacently to the growth 
direction is identical or perpendicular. 

5. The method of manufacturing according to any of claims 1 to 4 wherein said single crystalline substrate is single 
crystalline SiC. 

6. The method of manufacturing according to any of claims 1 to 5 wherein said compound single crystalline layer is 
single crystalline SiC, gallium nitride, aluminum nitride, or aluminum gallium nitride. 

7. The method of manufacturing according to any of claims 1 to 6 wherein said single crystalline SiC substrate is 
cubic SiC in which the basal plane is the (001) face, or hexagonal SiC in which the basal plane is the (11-20) face 
or the (1100) face. 
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Fig. 2 
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Fig. 5 
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Fig. 6 
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Fig. 7 



(001) face 




BNSDOCID:<EP 1288346A2 I > 



16 



This Page is Inserted by IFW Indexing and Scanning 
Operations and is not part of the Official Record 

BEST AVAILABLE IMAGES 

Defective images within this document are accurate representations of the original 
documents submitted by the applicant. 

Defects in the images include but are not limited to the items checked: 

□ BLACK BORDERS 

□ IMAGE CUT OFF AT TOP, BOTTOM OR SIDES 

□ FADED TEXT-OR DRAWING 

□ BLURRED OR ILLEGIBLE TEXT OR DRAWING 

□ SKEWED/SLANTED IMAGES 

□ COLOR OR BLACK AND WHITE PHOTOGRAPHS 

□ GRAY SCALE DOCUMENTS 

□ LINES OR MARKS ON ORIGINAL DOCUMENT 

□ REFERENCE(S) OR EXHIBIT(S) SUBMITTED ARE POOR QUALITY 

□ OTHER: 

IMAGES ARE BEST AVAILABLE COPY. 
As rescanning these documents will not correct the image 
problems checked, please do not report these problems to 
the IFW Image Problem Mailbox. 

S 




THIS PAGE BLANK (usftoi 



